shows the details of the cyclization reactions performed with 3b and 3c. In general, moderate to good yields were obtained, but with no enantioselection. As shown, when the best conditions reported for 1a were used (catalyst 5d in toluene), the yields of pyrroloisoquinolines were moderate but no enantioselectivity was observed (entries 4 and 13). Phosphoric acid 5d
promoted the cyclization in various solvents (THF, CH 2 Cl 2 , DMF, CH 3 CN, EtOH, dioxane), even at room temperature, but the results were not satisfactory, obtaining up to14% ee in CH 2 Cl 2 (entry 14). The use of 5a-c or 5e did not improve the results. Once N-Triflylphosphoramide 6c was selected as the best catalyst, different solvents and temperatures were also tested using 2d, as shown on Table S2 . However, the results with THF at -20 ºC could not be improved. Other structurally related chiral Bronsted acids were also tested, with disappointing results. Table 5, entry 9 Chiralcel ADH, 10% Hexane/2-propanol, 1 mL/min S-15 Single crystal X-ray crystallography has been carried out in the Advanced Research Facilities (SGIker) of the University of the Basque Country.
The isoindoloisoquinoline db was first isolated with 63% ee, and then a first crystallization from dichloromethane led to 75% ee ( Figure S9 ). Then, it was recrystallized to enantiopurity, obtaining a crystal suitable for diffraction. Thus, single crystal X-ray crystallography determined the absolute configuration at the stereogenic centre as S.
CCDC 1510852 contains the supplementary crystallographic data for this structure.
Technical data
Intensity data were collected at 100 K using a Cu single-crystal diffractometer (omega scan mode) using a CCD detector. The structure was solved using SIR92 1 and refined with standard methods using SHELXL9 with anisotropic parameters for the non hydrogen atoms. 2 All hydrogens were located on the residual density map and were refined with the SHELXL97 riding model.
Analysis of the absolute structure 3 using likelihood methods 4 was performed using PLATON.
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The results indicated that the absolute structure had been correctly assigned. The method calculated that the probability that the structure is inverted is smaller than 10 -99
. The absolute structure parameter y 6 was calculated using PLATON. The resulting value was y=-0.05(4), which together with Flack parameter value x = -0.006 (15), indicate that the absolute structure has probably been determined correctly. .
The absolute configuration of C8 asymmetric carbon is S. An ORTEP plot with thermal ellipsoids at 50% probability of compound 4db with atomic nomenclature used is shown in Figure S14 .
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Figure S14. ORTEP plot of compound 4db with thermal ellipsoids at the 50% probability level with the atomic nomenclature used .
The crystal packing of the structure along the crystallographic axes a, b and c can be visualized in Figure   S2 . 
